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Abstract. In this work the mathematical model is constructed and the features of the in-
jection of warm carbon dioxide (with the temperature higher than the initial reservoir
temperature) into the porous reservoir initially saturated with methane gas and water are
investigated. Self-similar solutions of the one-dimensional problem describing the distri-
butions of the main parameters in the reservoir are constructed. The effect of the param-
eters of the injected carbon dioxide and the reservoir on the intensity of the CO2 hydrate
formation is analyzed.
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1. INTRODUCTION
The most probable cause of global warming is an increase in the concentration of
greenhouse gases, in particular CO2. To combat this phenomenon, it is necessary to take
measures to reduce the carbon dioxide concentration by regularly removing it from the
atmosphere [1–7]. One of such ways of utilization of carbon dioxide is its disposal in
porous reservoirs in the gas hydrate form [8,9]. Since the gas hydrate contains much more
gas under identical conditions than in a free state, the gas hydrate state allows storing a
large amount of carbon dioxide at relatively low pressures [10,11]. This reduces the risk of
carbon dioxide release to the surface and actually increases the capacity of underground
storage tanks for carbon dioxide. In addition, in natural porous reservoirs, the area of
contact between water and gas takes enormous values. This property of porous media is
c© 2018 Vietnam Academy of Science and Technology
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favorable for intensifying the process of hydrate formation and allows relatively quickly
and economically to convert carbon dioxide into the gas hydrate state, for example, by
pumping it into spent oil or gas reservoirs partially saturated with water.
It is worth noting that the organization of the carbon dioxide utilization in the gas
hydrate form is a very complex technological problem, so a thorough and comprehensive
theoretical study is needed [12, 13]. The theoretical study of the carbon dioxide hydrate
formation in porous mediums is presented in [12–15]. In these papers mathematical mod-
els are proposed, analytical solutions of the problem are constructed in a plane-parallel
formulation. In this paper the mathematical model of the warm carbon dioxide injec-
tion (with the temperature higher than the initial reservoir temperature) into a natural
porous reservoir accompanied by the CO2 hydrate formation is presented in a radially
symmetric formulation.
2. MATHEMATICAL MODEL
Consider the process of injecting through the well of a radius re of carbon dioxide
with known specific mass flow rate Qe (per unit thickness of the reservoir) and tempera-
ture Te. The well opens the reservoir over its entire thickness.
Let the horizontal porous reservoir initially saturated with methane gas and water,
and the pressure p0 and temperature T0 in the reservoir correspond to the thermody-
namic conditions of their existence in a free state: t = 0, r > re : T = T0, p = p0, Sw =
Sw0, Sg = 1− Sw0, where t is the time; r is the radial coordinate; Si (i = w, h, g) is the
pore saturation by the i-th phase (w is water, h is hydrate, g is gas); Sw0 is the initial water
saturation.
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Fig. 1. Phase diagrams of the “CO2-H2O”
and “CH4-H2O” systems
The coordinate r is measured from the
central axis of the well. The initial pressure
and temperature correspond to the thermody-
namic conditions of the existence of the carbon
dioxide hydrate.
As a result of the CO2 injection into a
porous reservoir, a region saturated with car-
bon dioxide and its hydrate is formed. We ex-
clude the effect of the value of re on the fea-
tures of the carbon dioxide hydrate formation
in the porous medium. To do this, we will
consider sufficiently large time values after the
start of the CO2 injecting, in which the radius
of the region saturated with carbon dioxide
and its hydrate is much greater than the w ll
radius. Then the conditions on the left bound-
ary of the reservoir can be written in the form:
t > 0, r = re → 0 : Q = Qe = const, T = Te.
Fig. 1 shows the phase diagram of the systems “CO2-H2O” and “CH4-H2O” [16]. In
this diagram, the curves gwh determine the three-phase equilibria ”gas-water-hydrate”,
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and the curve lg is the two-phase equilibrium “liquid-vapor”. The subscripts in paren-
theses (dc) and (mt) refer respectively to the parameters of carbon dioxide and methane.
In the considered problem the initial reservoir pressure and temperature lie above the
curve g(dc)wh(dc) (in the region of existence of a mixture of carbon dioxide and its hy-
drate). The pressure and temperature of the injected carbon dioxide lie below the curve
l(dc)g(dc) (in the region of existence of CO2 in gaseous state).
The values of temperature and pressure on the curve of the three-phase gas-water-
hydrate equilibrium are quite well described by the equation [11]







where ps0 is the equilibrium pressure corresponding to the temperature T0; T∗ is an em-
pirical parameter depending on the type of gas hydrate. In this problem, the following
condition is satisfied: ps0 < p0.
When studying the carbon dioxide hydrate formation at the CO2 injection into a
porous medium, we will assume that the intensity of the phase transition is limited by
the filtration mass transfer rate in the porous medium. This is true for times significantly
exceeding the characteristic time of the process kinetics. The experimental values of the
hydrate formation kinetics in porous media strongly depend on the characteristic pore
sizes, but on average they are on the order of several hours. For example, in the work
[16], in which the formation and decomposition of carbon dioxide hydrate in a porous
medium was studied, this time was of the order of one hour. These characteristic times
are usually very small in comparison with the time of the carbon dioxide injection into a
natural reservoir.
We will also neglect the diffusion mixing of carbon dioxide and methane, because at
the continuous injection of carbon dioxide into a porous medium the mass transfer inten-
sity due to filtration in the porous medium is significantly higher than the mass transfer
intensity due to diffusion [12]. In addition, the front of the displacement of methane by
carbon dioxide can be considered stable, because in natural reservoirs the flows are lam-
inar and the viscosity of carbon dioxide is about one and a half times higher than the
viscosity of methane (for the considered range of pressures and temperatures) [12, 13].
Then, considering that in the problem the initial state of the reservoir corresponds
to the conditions of the carbon dioxide hydrate formation, it can be assumed that this
formation occurs at the boundary of methane displacement by carbon dioxide. Conse-
quently, in the considered case, two characteristic zones are formed in a reservoir (Fig. 2).
In the near (first) zone of the reservoir (near to the well), the porous medium is filled
with carbon dioxide and its hydrate. In the far (second) zone, the pores are saturated
with methane and water. Correspondingly, the carbon dioxide hydrate is formed from
carbon dioxide and water at the mobile interface (r = rs) separating these zones.
To describe the processes of heat and mass transfer when CO2 is injected into a
porous reservoir, we assume the following assumptions. The process is one-temperature,
i.e. the temperature of the porous medium and the saturating agents are the same. The
CO2 hydrate is a two-component system with mass concentration of gas G(dc). The
porous medium skeleton and the gas hydrate are incompressible and immobile, the
porosity m is constant, methane and carbon dioxide are calorically perfect gases.
236 A. A. Gubaidullin, N. G. Musakaev, Duong Ngoc Hai, S. L. Borodin, Nguyen Quang Thai, Nguyen Tat Thang
 4 
 
Fig. 2. The scheme of the problem of the carbon dioxide injection into the natural 
reservoir initially saturated with water and methane 
 
To describe the processes of heat and mass transfer when CO2 is injected into 
a porous reservoir, we assume the following assumptions. The process is one-
temperature, i.e. the temperature of the porous medium and the saturating agents 
are the same. The CO2 hydrate is a two-component system with mass concentration 
of gas G(dc). The porous medium skeleton and the gas hydrate are incompressible 
and immobile, the porosity m is constant, methane and carbon dioxide are 
calorically perfect gases. 
The system of basic equations describing the processes of filtration and heat 
transfer in a porous medium include the balance of mass, momentum (the Darcy 
law) and energy equations, and the equations of state for the gases. This system in 
the radially symmetric case taking into account the assumptions has the form [12, 
17, 18]: 
 








ρ(i), c(i), k(i) and µ(i) (i = dc, mt) are the density, specific heat, phase permeability 
and dynamic viscosity of a gas; v(i) is the real mean gas velocity; Rg(i) (i = dc, mt) is 
the specific gas constant; S(i) is the saturation of the pores by a gas; ρc and λ are the 
specific volume heat capacity and the coefficient of thermal conductivity of the 
system. Since the main contribution to the values of ρc and λ is made by the 
parameters of the porous medium skeleton, we shall consider them to be constant 
quantities. 
Taking into account the Darcy law and the equation of state for carbon 
dioxide, conditions on the left boundary of the reservoir can be rewritten as: 













































Fig. 2. The scheme of the problem of the carbon dioxide injection into the natural reservoir
initially saturated with water and methane
The system of basic equations describing the processes of filtration and heat transfer
in a porous medium include the balance of mass, momentum (the Darcy law) and energy
equations, and the equations of state for the gases. This syste in the radially symmetric







































ρ(i), c(i), k(i) and µ(i)(i = dc,mt) are the density, specific heat, phase permeability and dy-
namic viscosity of a gas; v(i) is the real mean gas velocity; Rg(i)(i = dc,mt) is the specific
gas constant; S(i) is the saturation of the pores by a gas; ρc and λ are the specific volume
heat capacity and the coefficient of thermal conductivity of the system. Since the main
contribut on to the values of ρc and λ is made by the parameters of the porous medium
skeleton, we shall consider them to be constant quantities.
Taking into account the Darcy law and the equation of state for carbon dioxide, con-






, T = Te.
In this work we consider the case when the initial water saturation does not exceed
0.2, therefore the water can be assumed immobile. It is also possible to neglect the com-
pressibility of water, i.e. ρw = const.
To determine the gas permeability coefficient from the gas saturation, we use the
Kozeny equation [12, 17]: k(i) = k0S
3
(i), (i = dc,mt) where k0 is the absolute reservoir
permeability.
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At the boundary r = rs the following relations, obtained from the mass balance and



























subscripts 1 and 2 refer to parameters in the near and far zones; the subscript s refers
to the parameters at the boundary between these zones; ρh and Lh are the density of the
CO2 hydrate and its specific heat of formation; r˙s is the velocity of the hydrate forma-
tion boundary. The temperature and pressure at this boundary will be assumed to be
continuous.
From the third equation of the system (3) for the hydrate saturation value in the first






























































To obtain the self-similar solutions of the considered problem we introduce following
variable: ξ = r
/√
χ(T)t.
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Here, the piezoconductivity equation is a nonlinear equation since the piezocon-
ductivity coefficient χ(p)i (i = 1, 2) include unknown function pi. Considering the case
of small pressure differences in the reservoir the Leibenzon’s linearization can be ap-
plied [19]. And the variable pressure pi in the parameter χ
(p)
i can be assumed constant
and equal to the initial reservoir pressure p0.
Integrating Eq. (5), let us write the following relations for the distributions of pres-
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χ(T) (i = 1, 2).
Based on the relations (3), taking into account the solutions for pressure and temper-
ature (6) and (7), we obtain equations for finding the coordinate of the hydrate formation
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This system of equations was solved as follows. We express ps from Eq. (8) as a func-
tion of the self-similar coordinate of the hydrate formation boundary ξs. Then we put
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ps in Eq. (9) and obtain a transcendental equation with one unknown ξs. This equation
was solved by the bisection method. Then from Eqs. (8) and (10) we determine the val-
ues of the parameters ps and Ts. And then, taking into account the values found at the
boundary of the phase transitions (ξ = ξs), the distributions of the parameters in the first
(0 < ξ < ξs) and second (ξs < ξ < ∞) zones of the reservoir can be found from (6)
and (7).
4. CALCULATION RESULTS
The solutions, obtained in the work, were investigated for compliance with the con-
dition of thermodynamic consistency. It means that the local pressure in the first zone
should be higher than the equilibrium pressure of the carbon dioxide hydrate formation.
This pressure is determined from Eq. (1) using the temperature distribution in this zone.
Fig. 3 shows the distributions of temperature and pressure in the reservoir at two
different values of the specific mass flow rate of the carbon dioxide injection. For other
parameters the following values are used: m = 0.2; k0 = 10−14m2; Sw0 = 0.1;G = 0.28;
p0 = 2.9 MPa; T0 = 276 K; Te = 278 K; λ = 2 W/(m·K); ρc = 2.5 · 106 J/(K·m3); ρh = 1100
kg/m3; c(dc) = 890 J/(K·kg); c(mt) = 1560 J/(K·kg); Rg(dc) = 189 J/(K·kg); Rg(mt) = 520
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Fig. 3. Change in the self-similar coordinate ξ of the reservoir pressure and 
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Fig. 3 shows that at carbon dioxide injection rate Qe = 0.03 kg/(m·s) the 
pressure in the first zone is higher than the equilibrium pressure of the CO2 hydrate 
formation. So, in this case the solution with the frontal surface of the phase 
transitions adequately describes the process. With a lower carbon dioxide injection 
rate (Qe = 0.01 kg/(m·s)) the pressure in the reservoir at a portion of the first zone 
falls below the equilibrium pressure and consequently it is necessary to consider 
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J/(K·kg); µ(dc) = 1.3·10−5 Pa·s; µ(mt) = 10−5 Pa·s;Lh = 4 · 105 J/kg; T∗ = 7.6 K, ps0 =
1.68 MPa [8, 11, 12, 17].
Fig. 3 shows that at carbon dioxide injection rate Qe = 0.03 kg/(m·s) the pressure
in the first zone is higher than the equilibrium pressure of the CO2 hydrate formation.
So, in this case the solution with the frontal surface of the phase transitions adequately
describes the process. With a lower carbon dioxide injection rate (Qe =0.01 kg/(m·s)) the
pressure in the reservoir at a portion of the first zone falls below the equilibrium pressure
and consequently it is necessary to consider the extended zone of phase transitions.
The condition of the realization of a regime with an extended zone of the carbon







temperature at the boundary of the phase transitions Ts is determined from Eq. (10).
On the basis this inequality calculations were carried out to determine the value of
the carbon dioxide injection flow rate Qcr (we call it the limiting flow rate), below which
the regime with an extended region of the CO2 hydrate formation is realized.
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Fig. 4. Dependence of the limiting flow rate Qcr on the absolute reservoir 
permeability k0 for different values of the initial water saturation Sw0. Lines 1 and 2 
correspond to Sw0 = 0.1 and 0.11 
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in the initial water saturation leads to an increase in heat release at the phase 
transition boundary and, accordingly, to an increase in the reservoir temperature 
and the equilibrium pressure of hydrate formation. Thus, the realization of a 
regime with the extended zone of hydrate formation in cases of high values of the 
reservoir permeability and its initial water saturation is due to the fact that the 
pressure at the phase transitions boundary is below the equilibrium pressure of the 
carbon dioxide hydrate formation. 
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Fig. 4 shows the dependence of Qcr on the
absolute reservoir permeability. It can be seen
that as the permeability increases, the limit-
ing value of the flow rate increases, and the
faster, the higher the initial water saturation
of the reservoir. This means, that the regime
with an extended region of the carbon diox-
ide hydrate formation is realized in high per-
meability reservoirs, as well as in the cases of
high initial water saturation. This is due to the
fact that, on the one hand, an increase in per-
meability at a constant mass flow rate requires
a reduction in the well pressure, which leads
to a decrease in the reservoir pressure. On
the other hand, an increase in the initial water
saturation leads to an increase in heat release
at the phase transition boundary and, accord-
ingly, to an increase in the reservoir tempera-
ture and the equilibrium pressure of hydrate
formation. Thus, the realization of a regime with the xtended zone of hydrate formation
in cases of high values of the reservoir permeability and its initi l water saturation is due
to the fact that the pressure at the phase transitions boundary is below the equilibrium
pressure of the carbon dioxide hydrate formation.
5. CONCLUSIONS
On the basis of the continuous medium mechanics methods, the mathematical model
of the process of the carbon dioxid inj ction into the por us reservoir, initially saturated
with water and methane, is constructed. It has been established that the carbon dioxide
hydrate formation can occur either on a frontal surface or in an extended zone. It is
shown that the regime with the carbon dioxide hydrate formation in an extended zone
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is realized at low values of mass flow rate of carbon dioxide injection, as well as high
reservoir permeability and high initial water saturation.
ACKNOWLEDGEMENT
This work was supported by Grant of the RFBR 17-51-540001 and VAST.HTQT.NGA.
01/17-18.
REFERENCES
[1] O. Akinnikawe and C. A. Ehlig-Economides. Geologic model and fluid flow simulation
of Woodbine aquifer CO2 sequestration. International Journal of Greenhouse Gas Control, 49,
(2016), pp. 1–13. https://doi.org/10.1016/j.ijggc.2016.02.014.
[2] S. M. Benson and D. R. Cole. CO2 sequestration in deep sedimentary formations. Elements,
4, (5), (2008), pp. 325–331. https://doi.org/10.2113/gselements.4.5.325.
[3] J. Bradshaw and P. Cook. Geological sequestration of carbon dioxide. Environmental Geo-
sciences, 8, (3), (2001), pp. 149–151. https://doi.org/10.1046/j.1526-0984.2001.008003149.x.
[4] C. O¨. Karacan and G. D. Mitchell. Behavior and effect of different coal microlithotypes during
gas transport for carbon dioxide sequestration into coal seams. International Journal of Coal
Geology, 53, (4), (2003), pp. 201–217. https://doi.org/10.1016/s0166-5162(03)00030-2.
[5] S. Lombardi, L. K. Altunina, and S. E. Beaubien.Advances in the geological storage of carbon diox-
ide: international approaches to reduce anthropogenic greenhouse gas emissions, Vol. 65. Springer
Science & Business Media, (2006).
[6] B. Metz, O. Davidson, H. C. De Coninck, M. Loos, and L. A. Meyer. IPCC special report on
carbon dioxide capture and storage. Cambridge University Press, (2005).
[7] C. M. Oldenburg, K. Pruess, and S. M. Benson. Process modeling of CO2 injection into natural
gas reservoirs for carbon sequestration and enhanced gas recovery. Energy & Fuels, 15, (2),
(2001), pp. 293–298. https://doi.org/10.1021/ef000247h.
[8] E. M. Chuvilin and O. M. Guryeva. Experimental investigation of CO2 gas hydrate formation
in porous media of frozen and freezing sediments. Earth’s Cryosphere, 13, (3), (2009), pp. 70–
79.
[9] A. D. Duchkov, L. S. Sokolova, D. E. Ayunov, and M. E. Permyakov. Assessment of potential
of west Siberian permafrost for the carbon dioxide storage. Earth’s Cryosphere, 13, (4), (2009),
pp. 62–68.
[10] E. D. Sloan Jr and C. Koh. Clathrate hydrates of natural gases. CRC press, (2007).
[11] S. S. Byk, Y. F. Makogon, and F. V. I. Gas hydrates. Khimiya, Moscow, (1980). (in Russian).
[12] V. S. Shagapov, M. K. Khasanov, N. G. Musakaev, and N. H. Duong. Theoret-
ical research of the gas hydrate deposits development using the injection of car-
bon dioxide. International Journal of Heat and Mass Transfer, 107, (2017), pp. 347–357.
https://doi.org/10.1016/j.ijheatmasstransfer.2016.11.034.
[13] G. G. Tsypkin. Formation of carbon dioxide hydrate at the injection of carbon diox-
ide into a depleted hydrocarbon field. Fluid Dynamics, 49, (6), (2014), pp. 789–795.
https://doi.org/10.1134/s0015462814060106.
[14] M. K. Khasanov. Investigation of regimes of gas hydrate formation in a porous medium,
partially saturated with ice. Thermophysics and Aeromechanics, 22, (2), (2015), pp. 245–255.
https://doi.org/10.1134/s0869864315020109.
242 A. A. Gubaidullin, N. G. Musakaev, Duong Ngoc Hai, S. L. Borodin, Nguyen Quang Thai, Nguyen Tat Thang
[15] G. G. Tsypkin. Formation of hydrate in injection of liquid carbon dioxide into a reser-
voir saturated with methane andwater. Fluid Dynamics, 51, (5), (2016), pp. 672–679.
https://doi.org/10.1134/s0015462816050112.
[16] V. A. Istomin and V. S. Yakushev. Gas hydrates under natural conditions. Nedra, Moscow, (1992).
(in Russian).
[17] N. G. Musakaev and M. K. Khasanov. Formation of CO2 hydrate in a porous reservoir at the
liquid carbon dioxide injection taking into account its boiling. Journal of Physics: Conference
Series, 899, (9), (2017). https://doi.org/10.1088/1742-6596/899/9/092011.
[18] I. K. Gimaltdinov and M. K. Khasanov. Mathematical model of the forma-
tion of a gas hydrate on the injection of gas into a stratum partially saturated
with ice. Journal of Applied Mathematics and Mechanics, 80, (1), (2016), pp. 57–64.
https://doi.org/10.1016/j.jappmathmech.2016.05.009.
[19] K. S. Basniev, I. N. Kochina, and V. M. Maksimov. Underground hydromechanics. Nedra,
Moscow, (1993). (in Russian).
